Experimental Procedures
1. Materials and Measurements.
All chemicals were obtained as special-grade reagents from Wako Pure Chemical Industries Ltd. and used as received. Water was doubly distilled and deionized by a Mill-Q water system (WG222, Yamato Sci. Co. Ltd. and Autopure WR-600G, Millipore). 1 H NMR spectra were obtained with a JMN-ECX300 (JEOL Ltd.). UV-Vis spectra were recorded with a HITACHI U-3900 spectrometer (HITACHI Corp.) at room temperature (298 K). Quarts cuvette with a 1-cm path length was used. The ICD spectra were obtained with a J-820 spectrophotometer (JASCO Corp.) using a 1.0-cm quartz cell. The scan speed was 120 nm min -1 . CH 3 CN Scheme S1. Synthesis route of 15C5-Azo-n-dpa. (2,3,5,6,8,9,11,12-octahydro-1,4,7,10,13-benzopentaoxacyclopentadecin-15-yl 
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15C5-Azo-3-Br was prepared by procedure 1 , with some modifications 1,3dibromopropane (0.184 g, 1.62 mmol) was slowly added (rate: about 3 seconds per one drop) and refluxed for 48 h. The yield of 15C5-Azo-3-Br was 20.3 % (0.207 g, 0.330 mmol). (2,3,5,6,8,9,11,12-octahydro-1,4,7,10,13-benzopentaoxacyclopentadecin-15-yl The mixture, 0.665 g of 15C5-Azo-4-Br (1.29 mmol), 3.660 g (26.5 mmol) of K 2 CO 3 and 0.391 g (2.36 mmol) of KI were dissolved in 70 cm 3 acetonitrile with stirring. Then, 0.466 g of bis(2-pyridylmethyl)amine (2.34 mmol) added. After stirring for 10 days, the solution was filtrated and the solvent was removed under vacuo to obtain orange solid product.
The product was purified by column chromatography (silica gel/dichloromethane : methanol = 9 : 1). The product was obtained from the third fraction after removing the eluent under vacuo. The yield of 15C5-Azo-4-dpa was 21.9 % (0.181 g, 0.282 mmol). 6. Location of 15C5-Azo-2-dpa dimer inside -CyD.
As we reported in the previous paper (K. Nonaka et al., Chem. Commun., 2014, 50, 10059), when the twisted structure of dimer was strongly induced inside -CyD, the benzene protons of crown ether side showed the correlations for the external protons of H2 in -CyD (Figure S8 (c) ). This may be attributed to that the positioning of crown ether moieties in 15C5-Azo-2-dpa located relatively the outside of -CyD (secondary hydroxyl rim side). In fact, correlations were observed between 15C5-Azo-dpa and the external protons of H2 in -CyD. However, it was found from H-H COSY analysis that there was H3' peak shifted from internal proton of H3 due to the ring current effect of 15C5-Azo-2dpa inside -CyD, and the observed correlations in NOESY spectra were ascribed to the correlations of benzene proton in 15C5 moiety with H3' and the external H2 located at the secondary hydroxyl rim of -CyD ( Figure S9 ). When the twisted structure of dimer was induced inside -CyD, the benzene proton h of crown ether side showed the correlations with the crown ether protons in another probe ( Figure S7 ). In addition, only the benzene protons of crown ether side exhibited the peak broadening, indicating the enhanced rigidity due to the twisted structure of bulky benzocrown ether moietis inside -CyD. These results indicated that the twisted structure of dimer was induced inside -CyD. The twisted structure of dimer is also supported by the ICD responses. Thus we confirmed that the crown ether moiety of 15C5-Azo-2-dpa located at the secondary hydroxyl rim side of -CyD. 
